Experimental Section General Information
All manipulations were performed using standard Schlenk techniques under an argon atmosphere, except where otherwise noted. All complexes after their formation were treated under aerobic conditions. Solvents were obtained dried from a solvent purification system from Innovative Technology Inc. All other reagents were used as received. NMR spectra were recorded on Bruker Avance 300 MHz, Bruker ARX 300 or Bruker Avance 400 MHz spectrometers. The chemical shifts are given as dimensionless δ values and are frequency referenced relative to the peak for TMS for The multiplicity of the signals is indicated as "s", "d", or "m" for singlet, doublet, or multiplet, respectively. Mass spectra and high-resolution mass spectra were obtained on a esquire 3000+ with ion trap detector interfaced on an Agilent 1100 HPLC analyser, in electrospray (ES) mode unless otherwise reported. Elemental analyses C/H/N were carried out in a Perkin-Elmer 2400 CHNS/O analyser.
Synthesis of Methylenebis(N-2-methoxyethyl)imidazolium Diiodide (1).
1-(2-methoxyethyl)-1H-imidazole (0.50 g, 4 mmol) and CH 2 I 2 (161 μl, 2 mmol) were dissolved in CH 3 CN (2 mL). The resulting solution was stirred under reflux for 16 h, after which time the solvent was evaporated under reduced pressure. The remaining residue was washed with diethyl ether (3 × 20 mL) and dried in vacuo to give 0.75 g of a white solid (73% 
Synthesis of Methylenebis((N-2-methoxyethyl-κO,κO')imidazole-2-ylidene)(Diiodo)Iridium(III) tetrafluoroborate (3)
To a solution of 2 (0.10 g, 0.20 mmol) in dry CH 2 Cl 2 (20 mL) at 0 ºC, HBF 4 (58 μL, 0.2 mmol) was added dropwise under Argon, stirred for 1 h and allowed to warm to room temperature, thus affording an orange suspension. Subsequently, the solvent was evaporated under reduced pressure until a volume of ca. 1mL and precipitated with Et 2 O (10 mL). The resulting residue was washed with diethyl ether (3 × 10 mL) to afford 100 mg of an orange solid (74% 
Synthesis of (Z)-dimethyl(4-methylstyryl)(phenyl)silane
A Schlenk tube with a screw top was charged with the catalyst precursors 4 (0.075 mmol, 60 mg), acetone (5 mL), 1-ethynyl-4-methylbenzene (1.5 mmol, 190 μL), and HSiMe 2 Ph (1.65 mmol, 260 μL).
The solution was stirred at 50 °C for 3 h and the solvent evaporated under reduced pressure. The crude was purified by column chromatography in silica gel using hexane as eluent (rf = 0.4) to afford a colorless liquid (Z:E = 90:10, 345 mg, 91%). The α isomer was observed only in traces amounts. Figure S1 . Graphical representation of DFT optimized structure 8a. Figure S2 . Graphical representation of DFT optimized structure 8b.
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